General Experimental Details
Tetrahydrofuran was purified by passing through a Pure Solv™ column drying system from Innovative Technology, Inc. Unless indicated otherwise, all reactions were conducted under an atmosphere of argon using flame-dried glassware with standard vacuum-line techniques.
1 H NMR spectra were recorded on a Bruker 300 and 500 MHz spectrometers. The proton signal for residual non-deuterated solvent ( 7.26 for CHCl 3 ) was used as an internal reference.
13
C NMR spectra were recorded on a Bruker 300 or 500 MHz (75/125 MHz) spectrometer with complete proton decoupling. For 13 C NMR spectra, chemical shifts are reported relative to the 77.0 resonance of CDCl 3 . The following abbreviations are used to describe peak patterns when appropriate: s (singlet), d (doublet), t (triplet), q (quartet), quint (quintet), m (multiplet), br (broad).
Computational details
Our simulations were carried out using the B3LYP functional, which combines the Becke's three-parameters nonlocal hybrid exchange potencial 1 with the nonlocal correlation functional and 1d, 7 were prepared according to previously reported procedures.
General Procedure for the Copper-Catalyzed hydroboration of Alkene
An oven-dried vial was charged with CuCl (0.02 mmol, 2.0 mg), xantphos (0.02 mmol, 12 mg) and bis(pinacolato)diboron (0.22 mmol, 56 mg). After being sealed with a septum, the vial was connected to an argon-vacuum line and was evacuated and backfilled with argon (x 3).
THF (0.5 mL) was added and the mixture was stirred for 5 min at room temperature. Then, a 2.0 M NaOt-Bu solution in THF (50 L) was added dropwise and the mixture got a dark brown color. The reaction mixture was cooled to 78 ºC during 5 min. After stirring for 5 min, the corresponding alkene (0.2 mmol) was added (neat or dissolved in the minimal amount of THF if it is a solid) followed by MeOH (0.8 mmol, 32 L). The septum was sealed with parafilm and the mixture was stirred at room temperature for 12 hours. Et 2 O and water were added and the layers were separated. The aqueous phase was extracted with Et 2 O (x 2) and the combined organic layers were dried over Mg 2 SO 4 and concentrated. The crude product was purified through a short SiO 2 column using the appropiate mixture of solvents. We found that most of the boronic esters synthesized were partially volatil. Consequently, the rotary evaporator pressure was carefully controlled during the work-up and purification procedures. 126.4, 126.1, 118.8, 118.1, 83.6, 80.6, 79.2, 29.5, 24.83 4, 142.9, 142.5, 135.3, 128.8, 127.9, 126.2, 126.0, 119.7, 119.3, 83.9, 65.5, 63.9, 30.5, 24.9, 21.3 69, 147.76, 125.37, 125.20, 120.57, 119.84, 83.19, 48.63, 45.72 
4,4,5,5-Tetramethyl-2-[(1S

2-[(1S*,2S*,4S*)-Bicyclo[2.2.1]hept-5-en-2-yl]-4,4,5,5-tetramethyl-1,3,2-dioxaborolane, 2e.
Following the general procedure described above, compound 2e was obtained in 75% yield (33 mg, 0.15 mmol) as a colorless oil after purification by flash column chromatography (95:5 pentane/Et 2 O). The spectral data for 2e matched those previously described. 3, 80.7, 79.4, 71.4, 71.3, 58.7, 58.6, 48.2, 46.0, 31.9 
General Procedure for the Copper-Catalyzed Carboboration of Alkenes
THF (0.5 mL) was added and the mixture was stirred for 5 min at room temperature. Then, a 2.0 M NaOt-Bu solution in THF (1 equiv, 0.1 mL) was added dropwise and the mixture got a dark brown color. The reaction mixture was cooled to -78 ºC during 5 min. After stirring for 5 min, the corresponding alkene (0.2 mmol) was added (neat or dissolved in the minimal amount of THF if it is a solid) followed by MeI (0.8 mmol, 0.1 mL). The septum was sealed with parafilm and the mixture was stirred at room temperature for 4 hours. Et 2 O and water were added and the layers were separated. The aqueous phase was extracted with Et 2 O (x 2) and the combined organic layers were dried over Mg 2 SO 4 and concentrated. The crude product was purified using a short column with Fluorisil ® using the appropiate mixture of solvents. 
